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ᤵ ୚ Ꮫ ఩          ༤ኈ㸦ᕤᏛ㸧 
Ꮫ ఩ ᤵ ୚ ᖺ ᭶ ᪥          ᖹᡂ 26ᖺ 3᭶ 26 ᪥ 
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⋡࡛ྵࡴㄏ㟁⋡ࡢ␗࡞ࡿ୕ᡂศΰྜ⁐፹࠿ࡽ෌⤖ᬗࡋ㸪ᬗᯒࡍࡿ 1 ࡢ De% ࡢㄏ㟁
⋡౫Ꮡᛶࢆㄪ࡭ࡓ࡜ࡇࢁ㸪Fig. 1 ࡢࡼ࠺࡟ DCR ⌧㇟ࡀほ ࡉࢀࡓࠋ1H NMR ࡟࠾ࡅࡿ 1 ࡢ໬Ꮫࢩ
ࣇࢺࡢㄏ㟁⋡౫Ꮡᛶࢆㄪ࡭ࡓ࡜ࡇࢁ㸪ᬗᯒࢪ࢔ࢫࢸ࣐࣮ࣞ࢜ࡀษࡾ᭰ࢃࡿㄏ㟁⋡௜㏆࡛ 1 ࡢ఍ྜ≧
ែࡀ୙㐃⥆࡟ኚ໬ࡍࡿࡇ࡜ࡀࢃ࠿ࡗࡓࠋ(Ra,S)-1㸪(Sa,S)-1·CH2Cl2 ࡢ X ⥺⤖ᬗᵓ㐀ࢆẚ㍑ࡍࡿ࡜㸪
࠸ࡎࢀࡶศᏊ㛫Ỉ⣲⤖ྜ࡟ࡼࡾࡽࡏࢇ≧࡟ศᏊࡀ㐃⤖ࡋࡓ㢮ఝࡢᵓ㐀ࢆ࡜ࡾ㸪୺࡞㐪࠸ࡣ CH2Cl2 
ศᏊࡢໟ᥋ࡢ᭷↓ࡢࡳ࡛࠶ࡗࡓࠋࡲࡓ㸪CH2Cl2 ศᏊࡢ⤖ᬗ࡬ࡢྲྀࡾ㎸ࡲࢀࡸࡍࡉࡀ⁐፹ࡢㄏ㟁⋡
࡟ᛂࡌ࡚ኚ໬ࡍࡿ࠿ࢆㄪ࡭ࡿࡓࡵ࡟㸪(Sa,S)-1 ⤖ᬗ⢊ᮎࢆ CH2Cl2 ࢆྵࡴ⁐፹࡟ᾐࡋࡓ࡜ࡇࢁ㸪Fig. 
1 ࡛  De% ࡀᛴ⃭࡟ኚ໬ࡍࡿ  H   19 ௜㏆ࢆቃ࡟㸪⤖ᬗࡀᛴ⃭࡟  CH2Cl2 ศᏊࢆ྾཰ࡋ࡚  
? 428 ?
 
Figure 1  Dependence of the 
diastereomeric excess of deposited amide 
1 on solvent permittivity. The mixed 
solvent is composed of dichloromethane 
/2-propanol/either cyclohexane or water. 
 
Scheme 1  CALB-catalyzed acetylation of alcohol 2 and 4 
 
Figure 2  Dependence of the enantio- 
meric ratio E on solvent permittivity in 
CALB-catalyzed acetylation of (a) 




















ീయ㑅ᢥ⋡㹙E   (kcat,R/Km,R)/(kcat,S/Km,S)   v0,R/v0,S㹛ࢆồࡵ㸪ࡑ
ࡢㄏ㟁⋡౫Ꮡᛶࢆㄪ࡭ࡓ࡜ࡇࢁ㸪࢔ࣝࢥ࣮ࣝ 2 ࡛ࡣฝᆺࡢ㸪
4 ࡛ࡣพᆺࡢኚ໬ࡀᚓࡽࢀࡓ㸦Fig. 2㸧ࠋࡲࡓ㸪2㸪4 ࡢ୧␗ᛶ




ࡁ࠸␗ᛶయࡀ㸪2 ࡛ࡣ཯ᛂࡢ㐜࠸ (S)-య㸪4 ࡛ࡣ཯ᛂࡢ᪩࠸ 
(R)-య࡛࠶ࡿࡓࡵ࡟㸪E್ࡀࡑࢀࡒࢀฝᆺ㸪พᆺࡢㄏ㟁⋡౫Ꮡ















Figure 3  The H-dependence of 
inclusion ratio of methylamines 
absorbed into the crystals of 6 from 
dimethylamine/trimethylamine (1:1) 
solutions: Conditions; 70 qC, 7 d. 
Mixed solvents are composed of 
water/ethanol or NMF. 
 
Figure 4 The H-dependence of 
enantiomeric excess of leucine absorbed 
into the crystals of D-CD. Conditions: 30 
qC, ethanol/NMF mixed solvent. 
ᚓࡿࠋࡑࡇ࡛㸪ࢳ࢔࢝ࣜࢵࢡࢫ [4] ࢔࣮ࣞࣥ 6 ࡢ⤖ᬗࢆ (CH3)2NH㸪(CH3)3N ࢆ




(CH3)2NH ࡀ㸪H t 75 ࡛ࡣ (CH3)3N ࡀ᭱኱ 97% ࡢ㑅ᢥ⋡࡛྾཰
ࡉࢀࡓ㸦Fig. 3㸧ࠋ6 ࡢ (CH3)2NH ໟ᥋⤖ᬗ࡛ࡣ㸪6 ࡀᙧᡂࡍࡿᒙ















 3. ࡢཎ⌮ࢆ୙ᩧศᏊㄆ㆑࡬࡜ᒎ㛤ࡍࡿࡓࡵ࡟㸪D -ࢩࢡࣟࢹ
࢟ࢫࢺࣜ 㸦ࣥCD㸧⤖ᬗࢆ⏝࠸ࡓ࢔࣑ࣀ㓟ࡢໟ᥋࡟ࡼࡿගᏛศ
๭࡟ࡘ࠸᳨࡚ウࡋࡓࠋD -CDࢆࣟ࢖ࢩࣥ·ࢫࣝ࣍ࣥ㓟ሷࢆྵࡴ
࢚ࢱࣀ࣮ࣝ࡟㸪30 qC ࡛ 24 ᫬㛫ᾐₕࡍࡿࡇ࡜࡛ࣟ࢖ࢩࣥሷ
ࢆ྾཰ࡉࡏࡓࠋໟ᥋ࡉࢀࡓሷࡢගᏛ⣧ᗘࡣ㸪ࣆࣞࣥ-1-ࢫࣝ࣍
ࣥ㓟ࢆ࢝࢘ࣥࢱ࣮࡜ࡋ࡚⏝࠸ࡓሙྜ࡟ 79% ee (L) ࡟㐩ࡋࡓࠋ
ࡑࡇ࡛㸪ΰྜ⁐፹ࢆ⏝࠸࡚ Ee% ࡢㄏ㟁⋡౫Ꮡᛶࢆㄪᰝࡋࡓ
࡜ࡇࢁ㸪Fig. 2a ࡢࡼ࠺࡟㸪ㄏ㟁⋡ࡀ୰⛬ᗘࡢ㡿ᇦ࡛᭱኱ࡢ  
89% ee (L) ࢆ♧ࡍฝᆺࡢኚ໬ࢆ♧ࡋࡓ㸦Fig. 4㸧ࠋᮏ⣔ࡣ㸪CD 
⤖ᬗࢆ⏝࠸࡚࢚ࢼࣥࢳ࣐࣮࢜ࢆໟ᥋࡟ࡼࡾගᏛศ๭ࡋࡓึࡵ
࡚ࡢ౛࡛࠶ࡿࠋFig. 3 ࡢࡼ࠺࡞㑅ᢥᛶࡢ཯㌿ࡶᮇᚅ࡛ࡁࡿࡇ
࡜࠿ࡽ㸪㧗ᗘ࡞ගᏛศ๭ᡭἲ࡟࡞ࡾᚓࡿࠋ 
 
➨භ❶ ⥲ᣓ 
 ୍⯡ⓗ࡟㸪㧗㑅ᢥᛶࡢ⋓ᚓ࡟ࡣ㸪┠ⓗ໬ྜ≀࡟ྜࢃࡏࡓゐ፹ࡸศ㞳๣ࡢᵓ㐀ࡢࢸ࣮࣮࣓࣮ࣛࢻ໬
ࡀ᳨ウࡉࢀࡿࡓࡵ㸪㧗㑅ᢥᛶ࡜ᗈ࠸ᇶ㉁㐺⏝ᛶࡢ୧❧ࡣᅔ㞴࡜࠸࠼ࡿࠋࡋࡓࡀࡗ࡚㸪ᮏ◊✲࡛♧ࡋ
ࡓ⁐፹ࡢㄏ㟁⋡㸦ศᏊࡢ఍ྜ≧ែࡢኚ໬㸧࡟ࡼࡾ㑅ᢥᛶࢆไᚚ࣭཯㌿ࡍࡿ᪉ἲㄽࡣ㸪ศᏊㄆ㆑໬Ꮫ
ࡢⓎᒎ࡜ᕤᴗⓗᛂ⏝࡟ᐤ୚ࡍࡿ࡜ࡇࢁࡀᑡ࡞ࡃ࡞࠸ࡇ࡜࠿ࡽ㸪௒ᚋࡢⓎᒎࡀᮇᚅࡉࢀࡿࠋ 
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